GENERAL CONSIDERATIONS
All reagents were purchased from commercial sources and used without any further purification. Anhydrous THF was obtained by distillation over sodium/benzophenone under a nitrogen atemosphere.
1 H NMR (400 MHz, 500 MHz) and 13 C NMR (100 MHz, 125 MHz)
spectra were recorded at room temperature unless stated otherwise. Chemical shifts, , are reported in ppm with respect to tetramethylsilane ( 1 H NMR), CDCl3 or DMSO-d6 ( 13 C NMR) or monofluorobenzene ( 19 F NMR) as internal standards. Multiplicity is abbreviated to s (singlet), d (doublet), t (triplet), q (quartet), quint (quintet), m (multiplet), and br (broad). IR spectra were recorded with neat samples using a Perkin Elmer Spectrum 100 spectrometer fitted with an ATR accessory. Mass spectra (MS) were recorded on a Micromass Autospec Premier, Micromass LCT Premier or a VG Platform II spectrometer using EI or ESI techniques at the Mass Spectroscopy Service of Imperial College London or using a Waters LCT Premier XE mass spectrometer at Cardiff University. Melting points were determined using an Electrothermal Gallenhamp apparatus fitted with a calibrated thermometer with an error of ±2 °C and are uncorrected. Elemental analyses were performed by London Metropolitan University elemental analysis service. Catalytic reactions were carried out in air and using technical solvents without any particular precautions to exclude moisture or oxygen. All reported yields are isolated yields and in the catalytic studies are the average of at least two independent experiments.
SYNTHESIS AND CHARACTERISATION OF [Cu(NHC)] COMPLEXES
All neutral copper complexes were prepared following the same following procedure: Inside a glove-box, the required NHC·HX salt was suspended in anhydrous THF and cooled to -40 °C whereupon KHMDS (1.1 equiv.) was added as a solid. The mixture was stirred for a further 60 minutes at this temperature before adding the appropriate CuX (1 equiv) as a solid. After stirring for a further 10 minutes at -40 °C the reaction mixture was allowed to reach room temperature and stirred overnight. The resulting mixture was filtered and the volatiles removed under reduced pressure to give a cream solid, which was purified by dissolving it in toluene, filtering through a small Celite plug and removing the solvent in vacuo.
[CuBr(SIMes)]
From SIMes·HBr (100 mg, 0.26 mmol) and CuBr (45 mg, 031 mmol), the title compound was isolated in 78% yield (91 mg). Spectroscopic data was in accordance with the literature. 
Benzyl azide
From benzyl bromide (2.40 mL, 20.0 mmol) and following the Alvarez procedure [3] (1 h, RT), the title compound was isolated as a pale yellow oil (2.60 g, 98%) with spectroscopic data in accordance with the literature. [3] 1 H NMR (400 MHz, CDCl3)  7.43-7.27 (m, 5H), 4.30 (s, 2H); 13 C NMR (100 MHz, CDCl3)
135.4, 128.9, 128.4, 128.3, 54.8.
4-(Azidomethyl)benzonitrile
From (4-bromomethyl)benzonitrile (1.96 g, 10 mmol) and following the Alvarez procedure [3] (3 h, RT), the title compound was isolated as a pale yellow oil (1.48 g, 94%) with spectroscopic data in accordance with the literature. 
Methyl 4-(azidomethyl)benzoate
From methyl 4-(bromomethyl)benzoate (3.44 g, 15 mmol) and following the Alvarez procedure [3] (18 h, RT), the title compound was isolated as a white solid (2.29 g, 80%) with spectroscopic data in accordance with the literature. (1-Azidoethyl)benzene From 1-phenylethylbromide (1.36 mL, 10 mmol) and following the Alvarez procedure [3] (12 h, RT), the title compound was isolated as a pale yellow oil (1.34 g, 91%) with spectroscopic data in accordance with the literature. [3] 1 H NMR (400 MHz, CDCl3) δ 7.32-7.27 (m, 5H), 4.59 (q, J = 6.9 Hz, 1H), 1.51 (d, J = 6.9 Hz, 3H); 13 (2-Azidoethyl)benzene From 2-phenylethyl bromide (1.37 mL, 10.0 mmol) and following the Alvarez procedure [3] (2 h, RT), the title compound was isolated as a pale yellow oil (1.38 g, 94%) with spectroscopic data consistent with the literature. [ 
6-Azidohexan-1-ol
From 6-bromohexan-1-ol (1.96 mL, 15 mmol) and following the Alvarez procedure [3] in DMF (18 h, 80 °C), the title compound was isolated as a colorless oil (1.82 g, 85%) with spectroscopic data in accordance with the literature. 
7-Azidoheptanenitrile
From 7-bromoheptanenitrile (1.67 mL, 11.1 mmol) and following the Alvarez procedure [3] (20 h, RT), the title compound was isolated as a colorless oil (1.66 g, 98%) with spectroscopic data in accordance with the literature. 
1-Azidohexane
From 1-bromohexane (4.25 mL, 30.3 mmol) and following the Alvarez procedure [3] (18 h, RT), the title compound was isolated as a colorless oil (3.39 g, 88%) with spectroscopic data consistent with the literature. 
1-Azidoadamantane
To a stirred solution of 1-bromoadamantane (2.15 g, 10 mmol) in dry DCM (50 mL) at 0 °C under nitrogen atmosphere, azidotrimethylsilane (1.59 mL, 12 mmol) and stannic chloride (1 mL, 1.72 mmol) were added. The mixture was stirred for 12 h before the reaction was quenched with ice-cold water (100 mL) and extracted with DCM (2 x 100 mL). The organic layer was dried over anhydrous magnesium sulphate and concentrated to give a crude white solid which was purified by silica gel column chromatography (hexanes/DCM, 20:1; Rf = 0.43) to give the title compound as a white solid (1.05 g, 5.9 mmol, 59%). Spectroscopic data for the title compound were consistent with the previously reported ones. [12] 1 H NMR (400 MHz, CDCl3) δ 2.15 (br s, 3H), 1.84-1.76 (m, 6H), 1.74-1.59 (m, 6H); 13 C NMR (100 MHz, CDCl3) δ 59.0, 41.5, 35.9, 29.8.
2-(2-Azidoethyl)-1,3-dioxolane
From 2-(2-bromoethyl)-1,3-dioxolane (1.34 mL, 10 mmol) and following the Alvarez procedure [3] (14 h, RT), the title compound was isolated as a light yellow oil (1.41 g, 99%) with spectroscopic data in accordance with the literature. 
1-Azido-4-trifluoromethylbenzene
4-Trifluoromethylaniline (10.0 mL, 79.6 mmol) was added to HCl (100 mL, 12 M) in water (100 mL) at 0 °C. A solution of NaNO2 (6.59 g, 95.6 mmol, 1.2 equiv) in water (100 mL) was added portion-wise and the solution was stirred at 0 °C for 2 h. A solution of NaN3 (7.77 g, 119.5 mmol, 1.5 equiv) in water (50 mL) was added drop-wise at 0 °C (CAUTION: vigorous release of N2) and the reaction was slowly allowed to warm to room temperature and it was stirred for 2 h. The organic layer was extracted twice with diethyl ether, washed with sodium bicarbonate, dried over MgSO4 and concentrated under reduced pressure to yield the title compound (12.0 g, 80%) as an orange oil with spectroscopic data in accordance with the literature. 
1-Azido-4-nitrobenzene
Following the procedure for the preparation of 1-azido-4-trifluoromethylbenzene from 4-nitroaniline (10.0 g, 72.4 mmol), the title compound (11.8 g, 99%) was isolated as a yellow solid with spectroscopic data in accordance with the literature. [15] 1 H NMR (400 MHz, CDCl3) δ 8.25 (d, J = 9.0 Hz, 2H), 7.14 (d, J = 9.0 Hz, 2H); 13 C NMR (100 MHz, CDCl3) δ 146.9, 144.6, 125.6, 119.4.
1-Azido-4-methoxybenzene
Following the procedure for the preparation of 1-azido-4-trifluoromethylbenzene from 4-methoxyaniline (10.0 g, 81.2 mmol), the title compound (11.3 g, 93%) was isolated as a red oil with spectroscopic data in accordance with the literature. 
1-Azido-4-methylbenzene
Following the procedure for the preparation of 1-azido-4-trifluoromethylbenzene from 4-methylaniline (10.0 g, 93.4 mmol), the title compound (11.0 g, 89%) was isolated as a brown solid with spectroscopic data in accordance with the literature. 
PREPARATION OF [1,2,3]-TRIAZOLES (1)
General Procedure: In a vial fitted with a screw cap, [CuI(Mes-6)] (0.5-0.1 mol%), azide (0.5 mmol) and alkyne (0.5 mmol) were loaded. The reaction was allowed to proceed at room temperature until full (or no further) conversion was observed by 1 H NMR. Then, saturated aqueous ammonium chloride solution (10 mL) was added and the resulting mixture was stirred vigorously for 3 h. The resulting precipitate was filtered and washed with water and pentane, then dried under reduced pressure. In all examples, the crude products were estimated to be >95% pure by 1 H NMR.
CAUTION: Although we did not experience any problems, the cycloaddition of azides and alkynes is highly exothermic and, as a consequence, adequate cooling should always be available when performing these reactions in the absence of solvent.
1-Benzyl-4-phenyl-1H-[1,2,3]triazole (1a)
Using the general procedure from 62 μL (0.5 mmol) of benzyl azide and 55 μL (0.5 mmol) of phenylacetylene with 0.1 mol% [Cu], the title compound (0.107 g, 91%) was isolated after 1 h as an off white solid with spectroscopic data in accordance with the literature. [ 
1-Benzyl-4-butyl-1H-[1,2,3]triazole (1b)
Using the general procedure from 62 μL (0.5 mmol) of benzyl azide and 59 μL (0.5 mmol) of 1-hexyne with 0.3 mol% [Cu], the title compound (0.096 g, 90%) was isolated after 6 h as an off white solid with spectroscopic data in accordance with the literature. [ 
1-Benzyl-4-(trimethylsilyl)-1H-[1,2,3]triazole (1c)
Using the general procedure from 62 μL (0.5 mmol) of benzyl azide and 71 μL (0.5 mmol) of trimethylsilylacetylene with 0.5 mol% [Cu], the title compound (0.105 g, 85%) was isolated after 24 h as an off white solid with spectroscopic data in accordance with the literature. , the title compound (0.247g, 95%) was isolated after 24 h as an off white solid with spectroscopic data in accordance with the literature. [ 
4-Cyclopropyl-1-(1-phenylethyl)-1H-[1,2,3]triazole (1g)
Using the general procedure from 147 mg (1.0 mmol) of (1-azidoethyl)benzene and 85 μL (1.0 mmol) of cyclopropylacetylene azide with 0.3 mol% [Cu], the title compound (0.168 g, 79%) was isolated after 24 h as an off white solid with spectroscopic data in accordance with the literature. 
Dimethyl-(1-phenethyl-1H-[1,2,3]triazol-4-ylmethyl) amine (1h)
Using the general procedure from 74 mg (0.5 mmol) of (2-azidoethyl)benzene and 55 μL (0.5 mmol) of dimethylprop-2-ynyl amine with 0.1 mol % [Cu], the title compound (0.102 g, 88%) was isolated after 24 h as a light brown oil with spectroscopic data in accordance with the literature. [ 
4-(tert-Butyl)-1-hexyl-1H-[1,2,3]-triazole (1j)
Using the general procedure from 64 mg (0.5 mmol) of hexyl azide and 62 μL (0.5 mmol) of 3,3-dimethylbutyne with 0. 
1-Hexyl-4-phenyl-1H-[1,2,3]-triazole (1k)
Using the general procedure from 127 mg (1.0 mmol) of hexyl azide and 110 μL (1.0 mmol) of phenylacetylene with 0.1 mol% [Cu], the title compound (0.214 g, 93%) was isolated after 10 h as a white solid with spectroscopic data in accordance with the literature. 
Dimethyl-(1-hexyl-1H-[1,2,3]triazol-4-yl) amine (1l)
Using the general procedure from 127 mg (1.0 mmol) of hexyl azide and 108 μL (1.0 mmol) of dimethylprop-2-ynyl amine with 0. Ethyl 1-(2-(1,3-dioxolan-2-yl)ethyl)-1H-1,2,3-triazole-4-carboxylate (1n) Using the general procedure from 72 mg (0.5 mmol) of 2-(2-azidoethyl)-1,3-dioxolane and 50 μL (0.5 mmol) of ethyl propiolate with 0.1 mol% [Cu], the title compound (0.115 g, 93%) was isolated after 22 h as a light yellow oil with spectroscopic data in accordance with the literature. 
1-(4-Nitrophenyl)-4-phenyl-1H-[1,2,3]-triazole (1p)
Using the general procedure from 82 mg (0.5 mmol) of 1-azido-4-trifluoromethylbenzene and 55 μL (0.5 mmol) of phenylacetylene with 0.5 mol% [Cu], the title compound (0.123 g, 92%) was isolated after 2 h as a light red solid spectroscopic data in accordance with the literature. 
1-(4-Trifluoromethylphenyl)-4-phenyl-1H-[1,2,3]-triazole (1q)
Using the general procedure from 94 mg (0.5 mmol) of 1-azido-4-trifluoromethylbenzene and 55 μL (0.5 mmol) of phenylacetylene with 0.5 mol% [Cu], the title compound (0.133 g, 92%) was isolated after 8 h as an off-white solid spectroscopic data in accordance with the literature. Methoxyphenyl)-4-phenyl-1H-[1,2,3]-triazole (1r) Using the general procedure from 76 mg (0.5 mmol) of 1-azido-4-methoxybenzene and 55 μL (0.5 mmol) of phenylacetylene with 0.3 mol% [Cu], the title compound was isolated after 2 h as an off-white solid (0.111 g, 88%) with spectroscopic data in accordance with the literature. 
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1-(4-Methylphenyl)-4-phenyl-1H-[1,2,3]-triazole (1s)
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